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PROCESS FOR FORMING
SEMICONDUCTOR DEVICE WITH THICK
AND THIN FILMS

FIELD OF THE INVENTION

This mvention relates in general to processes for forming,
semiconductor devices, and more particularly to processes
for forming semiconductor devices including gate dielectric
layers.

RELATED ART

Semiconductor devices having more than one gate dielec-
tric thickness are becoming more common as transistors
operating at different voltage potentials continue to be
incorporated into integrated circuit designs. For example,
separate transistors in a nonvolatile memory can operate at
different voltage potentials to accommodate different power
consumption and performance considerations.

The manufacture of devices having different gate dielec-
tric thicknesses can be problematic. One conventional
method for forming such devices includes forming a first
cgate dielectric layer, typically having a thickness greater
than approximately 25 nanometers (nm), over the semicon-
ductor device substrate. The first gate dielectric layer is
patterned and etched to expose regions of the substrate
where a second gate dielectric layer 1s subsequently formed.
After removing the resist, prior to forming the second gate
dielectric layer, a preclean sequence 1s performed. Conven-
tional preclean sequences typically use hydrofluoric (HF)
acld solutions, or other oxide etchants, to etch and remove
upper portions of the first gate dielectric layer that can
contain residual organic mobile 10n contamination 1ntro-
duced by the resist layer. Following the preclean step, the
second gate dielectric layer, with a thickness typically 1n a

range of approximately 7—10 nm, 1s formed.

Problems associated with this preclean sequence are
related to the uniformity of the etch that removes the
uppermost portions of the first gate dielectric layer. For gate
dielectric layers below 25 nm, the nonuniformity of the etch
produces a varying thickness of gate dielectric layer that
results 1n relatively wide distributions of device parameters,
such as charge to breakdown, threshold voltage, and drive
currents. In addition, the etch can form pinholes and roughen
the surface of the first gate dielectric layer. Surface rough-
ness and pinholes become 1ncreasingly detrimental to tran-
sistor operation as the gate dielectric layer becomes thinner.

Other methods for forming more than one thickness of
cgate dielectric layer address these 1ssues. However, they are
undesirable for one or more reasons. One such method
implants and anneals nitrogen 1n arcas where the thinner
cgate dielectric layer 1s to be formed. However, process
control and scalability of this method 1s difficult because the
oxidation rate varies significantly depending on the implant
conditions. Another method uses a double gate integration
process to first form the thinner gate dielectric layer and its
clectrode before forming the thicker gate dielectric layer.
This process 1s more complex and costly because an addi-
tional masking operation 1s required. In a final method, a thin
nitride layer 1s formed over the first gate dielectric layer to
protect 1t during the HF preclean. However, because the
thickness requirement of the nitride layer 1s only approxi-
mately 1-3 nm, conventional furnace nitride depositions
cannot be used. The deposition, therefore, requires using
lower throughput single wafer processes.

BRIEF DESCRIPTION OF THE FIGURES

The present mvention 1s illustrated by way of example
and not limitation in the accompanying figures, in which like
references 1ndicate similar elements, and in which:
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FIG. 1 includes an illustration of a cross-sectional view of
a portion of a semiconductor substrate after forming well
regions;

FIG. 2 includes an illustration of a cross-sectional view of
the substrate of FIG. 1 after forming a first gate dielectric
layer;

FIG. 3 includes an illustration of a cross-sectional view of

the substrate of FIG. 2 after forming resist over the first gate
dielectric layer;

FIG. 4 includes an illustration of a cross-sectional view of
the substrate of FIG. 3 after removing a portion of the first
cgate dielectric layer;

FIG. § includes an 1llustration of a cross-sectional view of
the substrate of FIG. 4 during a second gate dielectric layer
preclean sequence;

FIG. 6 mcludes an 1llustration of a cross-sectional view of
the substrate of FIG. § after forming a second gate dielectric
layer;

FIG. 7 mncludes an 1llustration of a cross-sectional view of
the substrate of FIG. 6 after forming active components
within portions of the substrate;

FIG. 8 includes an 1llustration of a cross-sectional view of
the substrate of FIG. 7 after forming a substantially com-
pleted device;

FIG. 9 includes an illustration comparing the thickness
distribution of three different gate dielectric layers;

FIG. 10 includes an illustration comparing the charge to
breakdown distribution of three different gate dielectric
layers.

Skilled artisans appreciate that elements 1n the figures are
1llustrated for stmplicity and clarity and have not necessarily
been drawn to scale. For example, the dimensions of some
of the elements 1n the figures may be exaggerated relative to
other elements to help to improve understanding of embodi-
ments of the present invention.

DESCRIPTION

In accordance with embodiments of the present invention,
a first dielectric layer 1s formed over a semiconductor device
substrate. A resist layer 1s patterned to expose portions of the
first dielectric layer, and portions of the first dielectric layer
are removed to expose portions of the semiconductor device
substrate. The resist layer 1s removed, and the semiconduc-
tor device substrate 1s cleaned without using a fluorine-
containing solution. A second dielectric layer 1s then formed
overlying the semiconductor device substrate.

FIG. 1 mcludes an 1llustration of a cross-sectional view of
a portion of semiconductor device substrate. As used 1n this
specification, a semiconductor device substrate mncludes a
monocrystalline semiconductor wafer, a semiconductor-on-
insulator wafer, or any other substrate used 1n forming
semiconductor devices. As 1illustrated in FIG. 1, a field
1solation region 14 1s formed within a portion of the semi-
conductor device substrate. Although illustrated in FIG. 1 as
shallow trench isolation, other field 1solation processes
could be used. A sacrificial oxide layer 16, having a thick-
ness 1 a range of approximately 5—30 nm, 1s formed over
the semiconductor device substrate. The semiconductor
device substrate 1s subsequently patterned and doped to
define P-well region 10 and N-well region 12.

The sacrificial oxide layer 16 1s removed and a {first gate
dielectric layer 22 1s formed over the P-well region 10 and
N-well region 12, as shown in FIG. 2. The first gate
dielectric layer 22 1s typically formed using a thermal
oxidation process. The thickness of first gate dielectric layer
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22 1s typically less than approximately 15 nm, and usually
the thickness 1s less than 10 nm. In one speciiic embodiment,
the first gate dielectric layer 22 has a thickness and a range
of approximately 5 to 8 nm. Because the first gate dielectric
layer 22 1s exposed to subsequent chemical processes, the
layer 1s formed such that 1t 1s relatively dense. In one speciiic
example, the gate dielectric layer 22 1s formed at a tempera-
ture in a range of approximately 800° C. to 1000° C. using
an ambient including molecular oxygen and a chlorine-
containing species, such as hydrochloric acid (HC1), trichlo-
roethane (C,H;Cl,), or the like, wherein the chlorine species
makes up to approximately 10 percent volume percent of the
ambient. The oxide 1s then annealed at a temperature 1 a
range of approximately 800° C. to 1000° C. for up to

approximately 30 minutes.

After forming the first gate dielectric layer 22, a resist
layer 32 1s patterned to expose portions of the first gate
dielectric layer 22 that are subsequently removed. Typically,
the remaining portions of the first gate dielectric layer are
arcas used to form transistors that operate at higher electrical
potentials or have other unique characteristics requiring a
thicker gate dielectric layer.

The exposed portion of the first gate dielectric layer 22,
overlying N-well region 12, 1s removed to expose a surface
42 of the semiconductor device substrate, as shown 1n FIG.
4. Some amount of the field 1solation region 14 i1s also
removed during the process, as indicated by recessed portion
44. The removal 1s typically performed using a fluorine-
containing solution, such as dilute hydrofluoric acid. The
solution is applied in a spray acid tool (spray tool) to reduce
the likelihood of resist erosion. Alternatively, the removal 1s
performed 1n an emersion bath or using a plasma etch
process. After the exposed portions of the first gate dielectric
layer 22 have been removed, the resist layer 32 1s removed,
as shown 1 FIG. 5. Typically, the resist layer 1s removed
using processes that do not significantly damage the first
cgate dielectric layer 22. For example, a downstream plasma
asher, an organic solvent, or a sulfuric acid and hydrogen
peroxide (H,SO,—H,0,) solution can be used to remove
the resist layer 32.

A preclean of the semiconductor device substrate 1s then
performed prior to forming a second gate dielectric layer.
During the precleaning sequence, an H,.SO,—H, O, solution
1s 1nitially used to remove residual organic contamination
from exposed surfaces of the semiconductor device sub-
strate. Unlike the prior art methods, no intentional oxide
ctching step 1s used during the precleaning sequence. In the
prior art, an HF dip would ordinarily be performed to
remove native oxide formed over the bare surface 42 and to
ctch the uppermost portions of the first gate dielectric layer
22 that can contain contamination introduced by the resist.
The 1nventors have discovered that this oxide etching step 1s
unnecessary and potentially causes gate oxide formation and
reliability problems that will subsequently be addressed.
Therefore, the first gate dielectric layer 22 1s not exposed to
fluorine-containing solutions or gases as part of the pre-
cleaning sequence.

The substrate 1s removed from the H,SO,—H,O,
solution, rinsed in deionized water (H,0O), and exposed to an
ammonium hydroxide and hydrogen peroxide (NH,OH—
H,O,) solution. The substrate is then rinsed in deionized
H,O, exposed to a hydrochloric acid and hydrogen peroxide
(HCI—H,O,) solution (to remove residual metallic con-
tamination from the surface 42 of the substrate), and again
rinsed 1n deionized H,O.

The substrate 1s then processed to form a second gate
dielectric layer 62 that 1s thinner than the first gate dielectric
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layer 22, as shown 1n FIG. 6. Typically, the second gate
dielectric layer 62 1s formed using a thermal oxidation
process, and its thickness 1s 1n a range of approximately 2 to
8 nm. During formation of the second dielectric layer 62, the
thickness of the first dielectric layer 22 increases by an
amount proportional to the final thickness of the second gate
dielectric layer 62. The final thickness of the first dielectric
layer 22 1s typically 1in a range of approximately 7—10 nm.

After forming the second gate dielectric layer 62, pro-
cessing continues to form gate electrodes 70 and 71 and
source/drain regions 76 and 77, as shown 1n FIG. 7. In one
particular embodiment, a conductive material, such as poly-
silicon or silicon germanium, 1s formed over the first and
second gate dielectric layers 22 and 62. The conductive
material 1s patterned and etched to form gate electrodes 70
and 71. Spacers 74 are formed along the sidewalls of the gate
clectrodes 70 and 71. Appropriate masking layers and
implants are used to dope the gates 70 and 71 and their
respective source/drain regions 76 and 77. N-type dopants
are used 1 P-well regions to form n-channel transistors, and
p-type dopants are used in N-well regions to form n-channel
transistors. FIG. 7 1illustrates an example 1n which the
p-channel transistor 1s formed using the thicker first gate
dielectric layer 22 and the n-channel transistor i1s formed
using the thinner second gate dielectric layer 62.

In one particular embodiment, silicide regions 78 are
formed over exposed surfaces of the source/drain regions 76
and 77 and the gate electrodes 70 and 71 after forming doped
source/drain regions 76 and 77 and doping the gate elec-
trodes 70 and 71. The silicide material can mclude titanium
cobalt, molybdenum, or the like. In this specific
embodiment, the suicide 1s formed using a self aligned
Process.

Following the formation of the transistors, an interlevel
dielectric (ILD) layer 82 and interconnects 84 are formed, as
shown 1n FIG. 8. The ILD layer 82 typically includes one or
more films that include an oxide, a nitride, a low dielectric
constant (low-k) material, or the like. As used in the
specification, low-k means that the dielectric constant of the
f1lm 1s lower than approximately 3.5. In some embodiments,
the low-k dielectric layer can include organic materials.
Additionally, hardmask and capping films can be used, as
needed, to pattern and define openings for the interconnects

84.

The i1nterconnects 84 include two portions. The via por-
tfions are relatively narrow and make contact to the silicide
regions 78. The trench portions are wider and allow con-
nections to be made between via portions. Therefore, the
trenches primarily form horizontal connections within ILD
layers, whereas the vias primarily form vertical connections
between overlying conductive layers. The interconnects 84
can 1nclude conductive materials such as aluminum, copper,
or the like. Dopants or alloying elements can be added to the
interconnects to i1mprove electromigration resistance or
other electrical or reliability properties. Typically, adhesion/
barrier films are formed within the interconnect opening
before forming the conductive material within the intercon-
nect opening.

Following the formation of the interconnects 84, a pas-
sivation layer 86 1s formed over the semiconductor device.
Although not shown, other electrical connections are made
to other silicide regions 78 but are not 1llustrated in FIG. 8.
Additionally other ILD layers and interconnect levels can be
formed as needed to form a substantially completed device.

Many alternative embodiments of the present invention
are possible. For example, the first or second gate dielectric
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layers 22 or 62 can be formed by methods other than thermal
oxidation, such as chemical vapor deposition, physical vapor
deposition, or combinations thereof. Additionally, if the gate
dielectric layers 22 or 62 are formed using combinations of
the foregoing methods, annealing steps can be performed
after forming a first portion of the dielectric layer and prior
to forming a second portion of the dielectric layer. The gate
dielectric layers 22 and 62 can also include high-k materials.
As used 1n the specification, high-k indicates that the dielec-
tric constant of the material 1s greater than approximately
4.2. For example, the first or second gate dielectric layer 22
or 62 can 1nclude silicon nitride, silicon oxynitride, tantalum
pentoxide, bartum strontium titanate, lead zirconate titanate,
and the like. Alternatively, the first or second gate dielectric
layer can be nitrided or otherwise mclude nitrogen within
the dielectric film. Although the embodiments show N+ and
P+ gate electrodes, the gate electrodes could be all N+ or P+
depending on the desired electrical characteristics of the
device. The gate electrodes can also alternatively be formed
using metals or metal-containing materials, such as titanium,
fitantum nitride, tantalum, tantalum nitride, tungsten, tung-
sten nitride, or the like. Further, the transistors could all be
formed within a P-type substrate, an N-type substrate, or
include only N-channel or P-channel transistors.

A self-aligned silicide process was used in this embodi-
ment. Alternatively, a non-self-aligned silicide process could
be used. For example, after depositing the silicon gate
clectrode layer, a doping step could be performed to dope the
cgate electrode layer followed by a tungsten deposition and
an anneal to form a tungsten silicide. After forming the
tungsten silicide, the combination of the doped silicon and
tungsten silicide can be patterned and etched to form the gate
clectrodes. Further, the gate electrode stack could include a
silicon nitride layer or silicon-rich layer to be used as an
insulator for making self-aliened contacts or as an anti-
reflective layer.

A number of benefits over the prior art are observed with
embodiments of the present invention. Because the upper
portions of the first gate dielectric layer are relatively
unetched during the preclean process, the first gate dielectric
layer retains 1ts “as formed” properties. It 1s not prone to the
thickness variations or the pinhole and surface roughness
damage encountered in the prior art. Therefore, the overall
dielectric film quality 1s improved. FIGS. 9 and 10 show
examples demonstrating such improvements.

FIG. 9 1s a plot illustrating the cumulative percent thick-
ness distributions for three different oxide films used as the
cgate dielectric layer 22, as shown i FIG. 8. Line 9-1
illustrates the thickness distribution of gate dielectric layer
processed using the conventional method described previ-
ously. Line 9-2 1llustrates the thickness distribution of a gate
dielectric layer processed in accordance with an embodi-
ment of the present invention, and line 9-3 illustrates the
thickness distribution of a control sample, which 1s a single
cgate dielectric layer that is not exposed to HF after its
formation. The plot illustrates that the thickness distribution
standard deviation for both the control and the disclosed
process are both approximately 0.03 nm. This 1s contrast to
the conventional method which has a standard deviation of
approximately 0.12 nm.

Therefore, the conventional method results 1n a gate
dielectric layer that has a thickness standard deviation that 1s
approximately 3 to 4 times higher than that of either the
control or the disclosed process.

FIG. 10 1s a plot illustrating the cumulative percent charge
to breakdown (QBD) distributions of three similar dielectric
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films. QBD 1s a measurement of gate dielectric integrity.
Line 10-1 1llustrates the QBD distribution of a gate dielectric
layer processed using the conventional method, line 10-2
illustrates the QBD distribution of a gate diclectric layer
processed using one of the disclosed methods, and the line
10-3 1llustrates the QBD distribution of the control sample.
Line 10-2 indicates that the mean QBD for that disclosed
process averages approximately 11 coulombs per square
centimeter. This 1s 1n contrast to the conventional process
which has a mean QBD of approximately 3.5 coulombs per
square centimeter. This plot indicates that eliminating HF 1n
the preclean increases the mean QBD by a factor of approxi-
mately 3—4 over the conventional method.

In addition, omitting the HF solution during the second
cgate dielectric layer preclean reduces the amount of field
1solation erosion that would otherwise occur with conven-
tional HF precleaning processes. Because less field 1solation
1s eroded away during the precleaning process, the surface
profile of the field i1solation region 14 after the preclean,
shown 1n FIG. 5, 1s closer to that of the surface profile of the
field 1solation region 14 betfore the preclean, shown 1n FIG.
4. Reliability may be improved because increased field
1solation erosion generally results 1n an undesirable thinning
of gate dielectric layers formed 1n areas adjacent to the edges
of the field 1solation regions.

Integration of embodiments of the present mvention 1s
relatively easy. It does not require additional masking opera-
tions as compared to conventional dual gate dielectric layer
processes. Additionally, 1t does not require the use of mar-
oinal processes or unusual materials. Although there 1s no
known limitation in the queue time between the preclean and
the formation of the second gate dielectric layer 62, approxi-
mately 50 hours can pass between the time of the preclean
and the formation of the second gate dielectric layer without
experiencing significant adverse effects.

In the foregoing specification, the invention has been
described with reference to specific embodiments. However,
onc of ordinary skill 1in the art appreciates that various
modifications and changes can be made without departing
from the scope of the present invention as set forth in the
claims below. Accordingly, the specification and figures are
to be regarded in an 1illustrative rather than a restrictive
sense, and all such modifications are intended to be included
within the scope of present invention. Benefits, other
advantages, and solutions to problems have been described
with regard to specilic embodiments. However, the benefits,
advantages, solutions to problems, and any element(s) that
may cause any benelit, advantage, or solution to occur or
become more pronounced are not to be construed as a
critical, required, or essential feature or element of any or all
the claims.

What 1s claimed 1s:

1. A process for forming a semiconductor device com-
prising the steps of:

forming a first gate dielectric layer over a semiconductor

device substrate;

patterning a resist layer to expose a portion of the first gate
dielectric layer;

removing the exposed portion of the first gate dielectric
layer to expose a surface portion of the semiconductor
device substrate and to form a remaining portion of the
first gate dielectric layer;

forming a native oxide layer over the exposed surface
portion of the semiconductor device substrate;

removing the resist layer;

performing a pre-gate clean on the semiconductor device
substrate without using fluorine-containing solutions
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such that the remaining portion of the first gate dielec-
tric layer and the native oxide layer are not etched by
the pre-gate clean, wherein the pre-gate clean com-
prises at least one cleaning solution comprising hydro-
gen peroxide; and

forming a second gate dielectric layer overlying the
exposed surface portion of the semiconductor device
substrate, wherein the native oxide layer and the
remaining portion of the first gate dielectric layer are
not etched prior to forming the second gate dielectric
lay.

2. The process of claim 1, wherein a thickness of the first
cgate dielectric layer 1s less than approximately 15 nanom-
eters.

3. The process of claim 1, wherein the first gate dielectric
layer 1s formed using a thermal oxidation process.

4. The process of claim 1, wherein the first gate dielectric
layer includes nitrogen.

5. The process of claim 1, wherein the step of removing,
the exposed portion of the first gate dielectric layer 1is
performed using a process selected from a group consisting,
of a spray tool, submersion and plasma etch.

6. The process of claim 1, wherein the step of removing
the exposed portion of the first gate dielectric layer includes
using a fluorine-containing solution.

7. The process of claim 1, wherein the step of performing
the pre-gate clean comprises the steps of:

exposing the semiconductor device substrate to a solution
of sulfuric acid and hydrogen peroxide;

exposing the semiconductor device substrate to a solution
of ammonium hydroxide and hydrogen peroxide; and

exposing the semiconductor device substrate to a solution
of hydrochloric acid and hydrogen peroxide.
8. The process of claim 1, wherein a thickness of the

second gate dielectric layer 1s less than approximately 8.0
nanometers.

9. The process of claim 1, wherein the second gate
dielectric layer 1s formed using a thermal oxidation process.

10. The process of claim 1, wheremn the second gate
dielectric layer includes nitrogen.

11. The process of claim 1, wherein the second gate
dielectric layer has a second thickness and the first gate
dielectric layer has a first thickness and the first thickness 1s
oreater than the second thickness.

12. The process of claim 1, wherein the step of forming
the first gate dielectric layer comprises the steps of:

forming a first portion of the first gate dielectric layer;
annealing the first portion; and

forming a second portion of the first gate dielectric layer.
13. A process for forming a semiconductor device com-

prising the steps of:

forming a first gate dielectric layer over a semiconductor
device substrate;

patting a resist layer to expose a portion of the first gate
dielectric layer;

removing a portion of the first dielectric layer to expose
a surface portion of the semiconductor device substrate
and to form a remaining portion of the first gate
dielectric layer;

forming an oxide layer over the exposed surface portion
of the semiconductor device substrate;

removing the resist layer;

performing a pre-gate clean on the semiconductor device
substrate without using a fluorine-containing solution
after removing the resist layer and prior to forming a
second gate dielectric layer such that the remaining
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portion of the first gate dielectric and the oxide layer are
not etched by the pre-gate clean, wherein the pre-gate
clean comprises at least on cleaning solution compris-
ing hydrogen peroxide; and

forming the second gate dielectric layer overlying the
exposed surface portion of the semiconductor device
substrate, wherein the remaining portion of the first
gate dielectric layer and the oxide layer are not etched
prior to forming the second gate dielectric layer.

14. The process of claim 13, wherein the step of perform-

ing the pre-gate clean comprises the steps of:

exposing the semiconductor device substrate to a solution
of sulturic acid and hydrogen peroxide;

exposing the semiconductor device substrate to a solution
of ammonium hydroxide and hydrogen peroxide; and

exposing the semiconductor device substrate to a solution
of hydrochloric acid and hydrogen peroxide.
15. The process of claim 13, wherein a thickness of the

first gate dielectric layer i1s less than approximately 15
nanometers.

16. The process of claim 13, wherein a thickness of the
second gate dielectric layer 1s less than approximately 8.0
nanometers.

17. The process of claim 13, wherein the second gate
dielectric layer has a second thickness and the first gate
dielectric layer has a first thickness, wherein the first thick-
ness 1s greater than the second thickness.

18. The process of claim 13, wherein the first and second
cgate dielectric layers are formed using a thermal oxidation
Process.

19. A process for forming a semiconductor device com-
prising:

forming a first gate dielectric layer over a semiconductor

device substrate;

patterning a resist layer to expose a portion of the first gate
dielectric layer;

removing the exposed portion of the first gate dielectric
layer to expose a surface portion of the semiconductor
device substrate and to form a remaining portion of the
first gate dielectric layer;

forming a native oxide layer over the exposed surface
portion of the semiconductor device substrate,
removing the resist layer;
performing a pre-gate clean on the semiconductor device
substrate after removing the resist layer and prior to
forming a second gate dielectric layer, wherein solu-
tions used to perform the the pre-gate clean are devoid
of fluorine-containing solutions and the the pre-gate
clean sequentially includes:
exposing the semiconductor device substrate to a solu-
tion of sulfuric acid and hydrogen peroxide;
exposing the semiconductor device substrate to a solu-
tion of ammonium hydroxide and hydrogen perox-
1de;
exposing the semiconductor device substrate to a solu-
tion of hydrochloric acid and hydrogen peroxide, so
that the remaining portion of the first gate dielectric
layer and the native oxide layer are not etched by the
pre-gate clean; and

forming the second gate dielectric layer overlying the
exposed surface portion of the semiconductor device
substrate, wherein the native oxide layer and the por-
tion of the first gate dielectric layer are not etched prior
to forming the second gate dielectric layer and a
thickness of the first gate dielectric layer and a thick-
ness of the second gate dielectric layer are different.
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